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General:
Standard Schlenk techniques and organometallic methodologies were applied. THF was dried and deoxygenated by passage through activated molecular sieve under an atmosphere of Ar. Chemicals were obtained commercially and used as received.
Aminocobaltocenium hexafluoridophosphate:
A 100 ml Schlenk vessel was charged under an atmosphere of Ar with cobaltocenium hexafluoridophosphate (513.7 mg, 1.536 mmol, 1 equivalent), 1,1,1-trimethylhydrazinium iodide (310.3 mg, 1.536 mmol, 1 equivalent), potassium t-butoxide (344.7 mg, 3.072 mmol, 2 equivalents) and 40 ml of dry tetrahydrofuran. The Schlenk vessel was connected to a Dimroth condenser and the mixture was refluxed under an atmosphere of Ar for 3.25 hours. Workup (under ambient conditions): The reaction mixture was allowed to cool to room temperature, aqueous HPF6 (226 µl of a 60% w/w solution, 1.536 mmol, 1 equivalent) was added, and solvent and volatile materials were removed on a rotary evaporator. The residue was dissolved in dichloromethane and insoluble materials were removed by filtration through a paper filter. The dichloromethane was removed on a rotary evaporator, the residue was dried in vacuo, affording crude aminocobaltocenium hexafluoridophosphate (448.7 mg) containing some unreacted starting materials according to 1 H-NMR analysis. To obtain the pure product, this material was dissolved in a small amount of acetonitrile and chromatographed on a short column (width of column: 4 cm, height of column: 8 cm) of neutral aluminum oxide preconditioned with acetonitrile. First, diethyl ether was used as eluent (appr. 125 ml) to remove cobaltocenium salts and other impurities, then acetonitrile was used to elute the pure product (Rf = 0.75) as yellow-orange crystalline material (240.3 -293.8 mg, 0.688 -0.842 mmol, 45 -55% yield, depending on specific preparation). 
C-NMR (CD3CN) of aminocobaltocenium hexafluoridophosphate
Cobaltoceniumdiazonium bis(hexafluoridophosphate):
Under ambient conditions, a 100 ml round bottom flask was charged with the crude aminocobaltocenium hexafluoridophosphate from the VNS reaction above (448.7 mg, 1.285 mmol, 1 equivalent). Aqueous HPF6 (6.82 ml of a 60% w/w solution, 36 equivalents) was added and the mixture was stirred at 0° C for ten minutes. Sodium nitrite (177.3 mg, 2.57 mmol, 2 equivalents) was added and stirring was continued for further 10 minutes. Workup: H2O (5 ml) was added and the mixture was allowed to warm to room temperature, the precipitated product was filtered off, washed with several portions of cold water and diethyl ether, and dried in vacuo, affording cobaltoceniumdiazonium bis(hexafluoridophosphate) as yellow solid (585.3 mg, 1.156 mmol, 90% yield based on starting material crude aminocobaltocenium hexafluoridophosphate, 67.5% yield based on starting material cobaltocenium hexafluoridophosphate). 1 H NMR (300 MHz, CD3NO2, Figure S3 ): ∂ 6.50 (s, 5H, Cp), 6.52 (pseud-t, 2H, C3/C4 of substituted Cp), 7.21 (pseudo-t, 2H, C2/C5 of substituted Cp). These spectral data concur with published values (Vanicek et al, Organometallics 2016 , 35, 2101 -2109 . Figure S3 . 
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